Plant material
The whole plant of Asclepias curassavica. was collected from Lvzi endowment landscape nursery stock production base in Guangdong province of China in August, 2012 and authenticated by Professor Guang-Xiong Zhou (Jinan University). A specimen (No. 2012081001) was deposited in the Institute of Traditional Chinese Medicine and Natural Products, College of Pharmacy, Jinan University, P. R. China.
Extraction and isolation
The dried and powdered whole plants of Asclepias curassavica (20.0 kg) were extracted with 70% (V/V) ethanol at 90°C three times. The solution was combined and concentrated under reduced pressure to afford a crude extract (3.0 kg), which was suspended in distilled water and partitioned with n-hexane, ethyl acetate, n-butanol. The ethyl acetate soluble fraction (200 g) was subjected to silica gel column chromatography eluted with gradient mixtures of CHCl 3 -MeOH (100:0→1:4) to yield 18 fractions (Fr. 1 to Fr. 18). Fraction 6 eluted by CHCl 3 -MeOH (10:1) was further purified by preparative HPLC eluted by CH 3 CN-H 2 O (7:3) to afford compound asclepiasterol (28 mg, Supplementary Scheme S1), Figure  S1 -10) as well as absence of correlation H-3'↔ H-5' suggested that one of sugar units is β-digitoxopyranose [δ C : 97.0 (C-1'), 38.9 (C-2'), 68.3 (C-3'), 83.8 (C-4'), 70.0 (C-5') and 18.5 (C-6')]. Similarly, the other two sugar components were assigned to be β-cymarose [δ C : 100.6 (C-1''), 39.8 (C-2''), 81.6 (C-3''), 69.5 (C-4''), 79.3 (C-5''), 18.5 (C-6'') and 57.4 (OMe), δ C : 102.8 (C-1'''), 37.4 (C-2'''), 78.4 (C-3'''), 76.9 (C-4'''), 73.2 (C-5'''), 18.4 (C-6''') and 58.6 (OMe)]. The sugar sequence of asclepiasterolwas determined by the HMBC spectrum (Supplementary Figure S1-10 ) which showed the correlations between δ H 4.95 (H-1') and δ C 83.6 (C-3), δ H 4.82 (H-1'') and δ C 83.8 (C-4') and δ H 4.59 (H-1''') and δ C 69.5 (C-4''). Therefore, asclepiasterol was deduced to be 12-O-(E)-cinnamoyltayloron 3-O-β-digitoxopyranosyl -(4→1)-β-cymaropyranosyl-(4→1)-β-cymaropyranoside. Figure S1 -1: HR-ESI-MS spectrum of asclepiasterol.
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